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Abstract 
!FTER    YEARS  AND  OVER  ONE  THOUSAND  PERSONMONTHS  OF  EFFORT  THE  &0  #!#(%4  PROJECT WAS 
SUCCESSFULLY CONCLUDED IN THE FIRST HALF OF  #!#(%4 FOCUSSED ON PRECOMBUSTION CAPTURE 
OF  CARBON  DIOXIDE  #/	  FROM  NATURAL  GAS  FUELLED  POWER  GENERATION  AND  HYDROGEN  (	 
PRODUCTION  4HROUGH  A  COMBINATION  OF  EXPERIMENTAL  AND  PAPER  STUDIES  #!#(%4  DEVELOPED 
OPTIMISED  AND  EVALUATED  FOUR  PROMISING  CAPTURE  TECHNOLOGIES  !DVANCED  STEAM  METHANE 
REFORMING (Y'EN3YS	 2EDOX TECHNOLOGIES CHEMICAL LOOPING	 -ETAL MEMBRANES AND 3ORPTION 
ENHANCED WATER GAS SHIFT 3%7'3	  
4HIS  PAPER  REPORTS  THE  TECHNICAL  AND  ECONOMIC  CONCLUSIONS  OF  THE  PROJECT  AND  PROVIDES  A  LOOK 
AHEAD TO THE FUTURE FOR EACH OF THE TECHNOLOGIES AND THE CHALLENGES FOR FULL SCALE DEPLOYMENT !LL 
TECHNOLOGIES  SHOWED  THE  POTENTIAL  TO  REDUCE  #/  EMISSIONS  BY  MORE  THAN    AND  THE 
OPPORTUNITY TO IMPROVE THE ENERGY EFFICIENCY COMPARED TO THE STATEOFTHEART TECHNOLOGY 
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Introduction  
!FTER  YEARS AND OVER ONE THOUSAND PERSONMONTHS OF EFFORT THE &0 #!#(%4 WWWCACHET#/EU	 PROJECT WAS 
SUCCESSFULLY CONCLUDED  IN  THE FIRST HALF OF  4HIS PAPER  REPORTS  THE  TECHNICAL AND ECONOMIC CONCLUSIONS OF  THE 
PROJECT AND PROVIDES A  LOOK AHEAD  TO  THE FUTURE  FOR EACH OF  THE  TECHNOLOGIES AND  THE REMAINING CHALLENGES FOR  FULL 
SCALE DEPLOYMENT #!#(%4 CONSISTED OF A DIVERSE CONSORTIUM OF RESEARCH INSTITUTES UNIVERSITIES ENERGY BUSINESSES 
ENGINEERING AND MANUFACTURING COMPANIES #OORDINATED BY "0 WITH  PARTICIPANTS  FROM %5 -EMBER  STATES AND 
%5 !CCEDING AND !SSOCIATED COUNTRIES 53! #ANADA #HINA AND "RAZIL #!#(%4 WAS COSUPPORTED BY THE JOINT 
INDUSTRYGOVERNMENT #/ #APTURE 0ROJECT ##0	 4HE PARTNERS INCLUDED 
•  /IL  'AS #OMPANIES n "0 #HEVRON #ONOCO0HILLIPS %.) 0ETROBRAS 3HELL 3TATOIL(YDRO AND 3UNCOR  
•  %LECTRICITY 5TILITY #OMPANIES n %NDESA %/. %LECTRICITY !UTHORITY OF #YPRUS 
•  %NGINEERING 0LANT AND %QUIPMENT AND #ONTRACTORS n 3IEMENS 0ROCESS $ESIGN #ENTRE  0$#	 !IR 0RODUCTS 
4ECHNIP !LSTOM -EGGITT 
•  2$  )NSTITUTES  n  %NERGY  #ENTRE  OF  THE  .ETHERLANDS  %#.	  )&0  %NERGIES  .OUVELLES  )&0	  &RAUNHOFER 
5MSICHT  )NSTITUTE  FOR  %COLOGY  OF  )NDUSTRIAL  !REAS  )%45	  $ALIAN  )NSTITUTE  OF  #HEMICAL  0HYSICS  $)#0	 
3).4%& #ONSEJO 3UPERIOR DE )NVESTIGACIONES #IENTIFICAS #3)#	 
•  5NIVERSITIES n 4ECHNICAL 5NIVERSITY OF 6IENNA 4ECHNICAL 5NIVERSITY OF 3OFIA .ATIONAL 4ECHNICAL 5NIVERSITY 
OF !THENS #HALMERS 5NIVERSITY 
&OLLOWING A  YEAR PERIOD OF EXTENSIVE ASSESSMENT THE #/ #APTURE 0ROJECT ##0	 PROJECT SELECTED IN 	 FOUR 
INNOVATIVE TECHNOLOGIES AS HAVING HIGH POTENTIAL FOR EFFICIENT ( PRODUCTION WITH #/ CAPTURE AND WHICH COULD MEET 
THE %5 COST TARGETS 4HE #!#(%4 PROJECT DEVELOPED THESE FOUR TECHNOLOGIES TARGETING A  REDUCTION IN THE COST 
OF  #/  CAPTURE  FROM  NATURAL  GAS  WITH  HYDROGEN  PRODUCTION  #!#(%4  RESEARCHED  FOUR  PROMISING  ENABLING 
TECHNOLOGIES !DVANCED STEAM METHANE  REFORMING 2EDOX  TECHNOLOGIES -ETAL MEMBRANES AND 3ORPTION ENHANCED 
WATER GAS SHIFT $URING THE  YEARS OF THE #!#(%4 PROJECT THE TEAM HAS TAKEN SIGNIFICANT STEPS TOWARDS SCALING UP 
THESE TECHNOLOGIES ACTIVITIES RANGED FROM PROCESS SIMULATION TO LARGE SCALE EXPERIMENTAL EQUIPMENT 
HyGenSys 
4HE ADVANCED STEAM METHANE REFORMING TECHNOLOGY INCORPORATES A CONVECTIVELY HEATED REFORMER INTEGRATED WITH A 
GAS TURBINE 4HIS PROCESS CONFIGURATION KNOWN AS THE (YDROGEN'ENERATION3YSTEM (Y'EN3YS	 WITH HIGH ENERGY 
INTEGRATION  LEADS  TO  A  COGENERATION  OF  HYDROGEN  AND  ELECTRIC  POWER  THAT  CAN  BE  READILY  COMBINED  WITH  CARBON 
DIOXIDE CAPTURE 4HE STEAM METHANE REFORMING REACTION MAY BE DESCRIBED AS FOLLOWS 
#(  (/ ↔ #/  (        	 
4HE REFORMING REACTION IS STRONGLY ENDOTHERMIC AND TYPICALLY THESE REFORMERS HAVE A FURNACE WHERE FUEL IS BURNT WITH 
AIR  AND  THE  HEAT  PRODUCED  RADIATES  THROUGH  THE  WALL  OF  TUBES  WHICH  CONTAIN  A  MIXTURE  OF  NATURAL  GAS  AND  STEAM 
TOGETHER WITH A SUITABLE CATALYST !N EQUILIBRIUM MIXTURE OF HYDROGEN CARBON MONOXIDE CARBON DIOXIDE AND STEAM 
IS PRODUCED KNOWN AS SYNTHESIS GAS OR SYNGAS	 AT A TEMPERATURE OF APPROXIMATELY  TO O# AND A PRESSURE OF 
  TO    BARG 4HE  PRODUCTS  OF  COMBUSTION  ALSO  LEAVE  THE  FURNACE  AT  HIGH  TEMPERATURE  AND  THIS  HEAT  CAN  THEN  BE 
RECOVERED  IN  A  CONVECTIVE HEAT  EXCHANGE  SECTION 4HE  LARGE  AMOUNT  OF  HEAT  AVAILABLE  CAN BE USED  TO PREHEAT  THE 
NATURAL GAS AND STEAM PRIOR TO ENTERING THE RADIANT  TUBES AND ALSO PRODUCE LARGE AMOUNTS OF STEAM 6IEWED ON ITS 
OWN THE ENERGY EFFICIENCY OF THE RADIANT SECTION OF THE REFORMER IS LOW ABOUT 	 AND THE OVERALL ENERGY EFFICIENCY 
OF THE PROCESS CAN ONLY BE ENHANCED BY UTILISING THE LARGE AMOUNT OF STEAM PRODUCED IN THE CONVECTIVE SECTION 
%VALUATION  OF  THE  (Y'EN3YS  CONCEPT  SHOWS  THE  ENERGY  EFFICIENCY  OF  POWER  PRODUCTION  USING  STEAM  METHANE 
REFORMING CAN BE IMPROVED BY UP TO  POINTS DUE TO THE RECOVERY OF HEAT FROM THE EXHAUST GAS OF A GAS TURBINE 
4HIS  REDUCES  THE  AMOUNT  OF  BYPRODUCT  STEAM  PRODUCED  BY  THE  REFORMER  4HE  REFORMER  IS  OPERATED  AT  ELEVATED 
PRESSURE ON THE EXHAUST GAS SIDE SHELL SIDE	 WHICH WILL RESULT IN A HIGHER HEAT EXCHANGE RATE AND THE PROCESS MAY 
INCORPORATE CATALYTIC SUPPLEMENTARY FIRING TO INCREASE THE EXHAUST GAS TEMPERATURE AND IMPROVE HEAT TRANSFER  
)&0 WITH SUPPORT FROM THE (Y'EN3YS WORK PACK PARTNERS NOTABLY 4ECHNIP MADE SIGNIFICANT STRIDES IN THE DETAILED 
DESIGN OF THE (Y'EN3YS REACTOR ;= 4HE REACTOR DESIGN IS COMPLEX AND CRITICAL TO THE SUCCESS OF THE TECHNOLOGY )&0 
HAVE  SELECTED  A  DOUBLE PIPE    BAYONET  TUBE  CONCEPT  FIGURE 	 4HESE WILL  BE MOUNTED  IN  A  REFRACTORY WALLED  AND 
PRESSURISED SHELL WITH THE HEAT INPUT FROM AN EXTERNAL COMBUSTION CHAMBER 4HE THREE TRAIN SYSTEM WILL COMPRISE OF 
M DIAMETER REACTORS EACH CONTAINING AN ESTIMATED  TUBES ! @COLD MOCKUP UNIT HAS BEEN BUILT TO REPLICATE THE 
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FLUID DYNAMICS IN A SINGLE (Y'EN3YS REACTOR TUBE THIS HAS PROVED THAT A STANDARD REFORMER CATALYST CAN BE LOADED 
AND UNLOADED CONSISTENTLY INTO THE BAYONET REFORMER TUBES 
4O  FORM  PART  OF  AN  ELECTRIC  POWER  GENERATION  PLANT  WITH  CARBON  DIOXIDE  CAPTURE  THE  SYNGAS  PRODUCED  BY  THE 
(Y'EN3YS PROCESS MUST BE FURTHER PROCESSED TO UNDERGO THE WATER GAS SHIFT REACTION IN WHICH THE CARBON MONOXIDE 
CONTENT  IS  CONVERTED  INTO  FURTHER  HYDROGEN  AND  CARBON  DIOXIDE  4HE WATER  GAS  SHIFT  REACTION MAYBE  DESCRIBED  AS 
FOLLOWS 
#/  (/ ↔ #/  (        	 
!FTER THE WATER GAS SHIFT REACTION THE CARBON DIOXIDE IS SEPARATED BEFORE THE RESIDUAL 
SYNGAS WHICH IS NOW MAINLY HYDROGEN IS USED AS THE FUEL IN A #OMBINED #YCLE 'AS 
4URBINE ##'4	 POWER PLANT 4O DELIVER HIGH OVERALL CARBON DIOXIDE CAPTURE RATES 
THE GAS  TURBINE  FORMING PART  OF  THE (Y'EN3YS PROCESS  AND  THE  SUPPLEMENTARY  FUEL 
USED TO FIRE THE REFORMER WOULD ALSO OPERATE ON THE SAME HIGHPROPORTION HYDROGEN 
FUEL GAS AS THE ##'4 POWER PLANT 
4HE INITIAL THREE TRAIN (Y'EN3YS CONCEPT SHOWED A POTENTIAL  #/ #APTURE RATIO 
AND    EFFICIENCY  THE  RELATIVELY  LOW  CAPTURE  RATE  CAN  BE  ATTRIBUTED  TO  HIGH 
METHANE  SLIP  4HE  TEAM  HAS  SINCE  DEVELOPED  AN  ALTERNATIVE  CONFIGURATION  WHICH 
INCREASES THE CAPTURE RATE TO OVER THE  #!#(%4 TARGET 4HIS HAS BEEN ACHIEVED 
BY REPLACING ONE OF THE (Y'EN3YS REACTORS WITH AN AIRBLOWN !UTOTHERMAL REFORMER 
DOWNSTREAM OF THE OTHER TWO (Y'EN3YS REACTORS 
4HE  !UTOTHERMAL  REFORMER  PERFORMS  THE  REFORMING  STEAM  METHANE  REACTION  AT  A 
HIGHER  TEMPERATURE  THEREBY  INCREASING  THE  CONVERSION  OF  METHANE  AND  PRODUCING 
ADDITIONAL ( 
RedOx technologies 
#HEMICAL LOOPING USES METAL OXIDE PARTICLES FOR OXYGEN TRANSFER WHICH UNDERGO ALTERNATING REDUCTION AND OXIDATION 
AS THEY ARE MOVED THROUGH A SERIES OF REACTORS AND GIVES RISE TO THE h2ED/Xv NAME  
#!#(%4  HAS  EXPLORED  THE  APPLICATION  OF  2ED/X  TECHNOLOGIES  #HEMICAL  ,OOPING	  TO  HYDROGEN  PRODUCTION  AND 
POWER GENERATION 4HREE DISTINCT CONCEPTS HAVE BEEN DEVELOPED THESE INCLUDE #HEMICAL ,OOPING 3TEAM 2EFORMING 
#,2S		 #HEMICAL ,OOPING !UTOTHERMAL 2EFORMING #,2A		 AND /NE 3TEP $ECARBONISATION /3$	  
#HEMICAL LOOPING REFORMING IS A DEVELOPMENT OF #HEMICAL ,OOPING #OMBUSTION #,#	 "OTH OF THESE PROCESSES USE 
METAL  OXIDE  PARTICLES  TO  TRANSFER  OXYGEN  FROM  AN  AIR  REACTOR  IN  WHICH  THE METAL  PARTICLES  ARE  OXIDISED  TO  A  FUEL 
REACTOR  WHERE  THE  HYDROCARBON  FUEL  IS  EITHER  FULLY  OXIDISED  #,#	  OR  PARTIALLY  OXIDISED  CHEMICAL  LOOPING 
REFORMING	 4HE METAL PARTICLES ARE THEN CIRCULATED BACK TO THE AIR REACTOR TO FORM A CONTINUOUS PROCESS 
 
Figure 2: Chemical Looping Combustion and Chemical Looping Reforming 
)N THE CHEMICAL LOOPING STEAM REFORMING CONCEPT #,2S	 HEAT IS PROVIDED FROM THE CIRCULATING METAL OXIDE PARTICLES 
TO  TUBES  CONTAINING  NATURAL  GAS  STEAM  AND  A  SUITABLE  CATALYST  IN  A  FLUIDISED  BED  HEAT  EXCHANGER  4HE  REFORMING 
REACTION 	 TAKES PLACE WITHIN THE TUBES TO PRODUCE SYNGAS 4HE FLUIDISED BED HEAT EXCHANGER IS FED WITH METAL OXIDE 
PARTICLES  FROM  THE  FUEL  REACTOR  IN  A  #,#  CIRCUIT  4HE  SYNGAS  IS  FURTHER  PROCESSED  IN  A  WATER  GAS  SHIFT  REACTOR  TO 
PRODUCE  A MIXTURE  OF  LARGELY  HYDROGEN  AND  CARBON  DIOXIDE 4HIS  IS  THEN  FED  THROUGH  A  0RESSURE  3WING !DSORBER 
03!	 WHICH SEPARATES PURE HYDROGEN FROM A TAIL GAS STREAM CONTAINING HYDROGEN AND CARBON DIOXIDE )N AN ELECTRIC 
Figure 1: HyGenSys Reactor 
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POWER  GENERATION  PLANT WITH  CARBON  DIOXIDE  CAPTURE  THE ##'4 POWER  PLANT WOULD  BE  FUELLED WITH  THE  HYDROGEN 
STREAM AND  THE  TAIL GAS  STREAM WOULD BE USED AS  THE  FUEL  IN  THE #,# FUEL  REACTOR 4HE SUBSEQUENT EXHAUST STREAM 
FROM THE FUEL REACTOR WOULD CONTAIN THE MAJORITY OF THE CARBON IN THE NATURAL GAS ORIGINALLY FED TO THE REFORMER IN THE 
FORM OF CARBON DIOXIDE MIXED WITH STEAM WHICH COULD BE SEPARATED BY CONDENSING OUT AS WATER 
#!#(%4 PARTNERS HAVE TESTED PARTICLES BASED ON IRON NICKEL COPPER AND MANGANESE OXIDES AS WELL AS PEROVSKITES 
$URING  CONTINUOUS  OPERATION  IN   7  AND   7  CHEMICALLOOPING  COMBUSTORS  SEVERAL  MATERIALS  HAVE  SHOWN 
EXCELLENT RESULTS AS SEVERAL HUNDRED HOURS OF CONTINUOUS OPERATION HAVE SHOWN NO DEGRADATION OF PARTICLES MAKING 
THEM STRONG CANDIDATES FOR #,2S	 
4HE  4ECHNICAL  5NIVERSITY  OF  6IENNA  HAS  RECENTLY  SUCCESSFULLY  OPERATED  THE 
K7 #HEMICAL  ,OOPING  TEST  RIG  SEE  FIGURE  	 4HIS  UNIT  CONSTRUCTED WITHIN 
THE #,#'!30/7%2 %5 PROJECT IS ONE OF THE WORLDS LARGEST AND WILL PROVIDE 
ESSENTIAL  DATA  ON  THE  SCALE  UP  OF  THE  CHEMICAL  LOOPING  PROCESS  4HE  UNIT  HAS 
SUCCESSFULLY  OPERATED  WITH  BOTH  NICKEL  OXIDE  AND  THE  CHEAP  NATURAL  MINERAL 
ILMENITE  WITH  SOME  ADDITIONAL  NICKEL  OXIDE  ADDED  TO  PROMOTE  THE  RATE  LIMITING 
SPLITTING OF THE METHANE 
)N CONVENTIONAL AUTOTHERMAL REFORMING A MIXTURE OF STEAM AND HYDROCARBON FUEL 
IS  FED  INTO A  REACTOR CONTAINING A  SUITABLE CATALYST WITH AN OXIDANT  EITHER AIR OR 
OXYGEN	  AND  THE  HEAT  PRODUCED  BY  OXIDATION  OF  PART  OF  THE  HYDROCARBON  FUEL 
ALLOWS  THE  REFORMING  REACTION  	  TO  PROCEED  3YNGAS  IS  PRODUCED  CONTAINING 
HYDROGEN  CARBON  MONOXIDE  CARBON  DIOXIDE  STEAM  AND  IF  AIR  IS  USED  AS  THE 
OXIDANT	 NITROGEN )N CHEMICAL LOOPING REFORMING THE METAL OXIDE PARTICLES CARRY 
OXYGEN INTO THE REACTOR AND THE SYNGAS PRODUCED IS COMPARABLE TO THAT PRODUCED 
BY  CONVENTIONAL  AUTOTHERMAL  REFORMING  4HE  CHIEF  ADVANTAGE  FORESEEN  FOR 
CHEMICAL  LOOPING  AUTOTHERMAL  REFORMING  IS  THAT  OXYGEN  IS  PROVIDED  TO  THE 
REACTOR WITHOUT THE NEED FOR A CONVENTIONAL CRYOGENIC AIR SEPARATION UNIT AND AS 
A CONSEQUENCE SIGNIFICANT COST SAVINGS ARE EXPECTED  
4ESTS  UNDERTAKEN BY #!#(%4 PARTNERS  AT  7  TO K7 SCALE  HAVE PROVEN PARTICLES  ARE  CAPABLE OF  PRODUCING 
SYNGAS  CONTAINING  NO  METHANE  AND  WITH  LOW  STOICHIOMETRIC  OXYGEN  TO  FUEL  RATIOS  SUITABLE  FOR  #,2A	  (OWEVER 
ECONOMIC  EVALUATION  OF  ATMOSPHERIC  PRESSURE  #,2A	  SHOW  THE  ECONOMICS  OF  THE  PROCESS  ARE  CHALLENGED  AND 
SUBSTANTIAL ECONOMIC BENEFITS CAN BE FORESEEN IF THE SYNGAS CAN BE PRODUCED AT ELEVATED PRESSURE 4O UNDERSTAND THE 
POTENTIAL  FOR  THIS  TESTING  IN  A  PRESSURIZED  SEMIBATCH  AND  SEMICONTINUOUS  UNITS  HAS  BEGUN  4HIS  HAS  SHOWN  THE 
KINETICS  TO BE ENHANCED AND IMPORTANTLY THERE HAS BEEN NO APPARENT INCREASE IN CARBON FORMATION PROVIDING SOME 
POSITIVE EVIDENCE THAT #,2A	 AT PRESSURE MAY BE FEASIBLE IF THE ENGINEERING CHALLENGES CAN BE OVERCOME 
4HE  /NE3TEP  $ECARBONISATION  /3$	  PROCESS  IS  A  NOVEL  AND  INNOVATIVE  CARBON  DIOXIDE  CAPTURE  AND  HYDROGEN 
PRODUCTION TECHNOLOGY )T IS BASED ON THE USE OF A CIRCULATING h2ED/Xv SOLID MATERIAL THAT CAN BE OXIDISED VIA WATER 
SPLITTING  THEREBY  PRODUCING  HYDROGEN  AND  REDUCED  BY  A  CARBONCONTAINING  STREAM  TYPICALLY  A  HYDROCARBON 
PRODUCING  CARBON  DIOXIDE 4HE  PROCESS  COMPRISES  A  THREEBED  CONTINUOUS  CIRCULATING  FLUID  BED  REACTOR 4HE  SOLID 
MATERIAL  IS FIRST PARTIALLY OXIDISED WITH STEAM PRODUCING HYDROGEN  THEN FULLY OXIDISED WITH AIR  IN A SECOND REACTOR 
BEFORE BEING REDUCED IN THE THIRD REACTOR BY REACTION WITH HYDROCARBON FUEL 4HE EXHAUST GAS FROM THE FIRST REACTOR IS 
HYDROGEN WHICH  IS  SUPPLIED  AS  FUEL  TO  A ##'4 POWER PLANT  AND  THE  EXHAUST  GAS  FROM  THE  THIRD  REACTOR  IS  CARBON 
DIOXIDE AND STEAM WHICH CAN BE SEPARATED BY CONDENSATION OF WATER 
%.)  HAVE  TESTED  THE  THREE  /3$  REDOX  STEPS  IN  BATCHWISE  EXPERIMENTAL  WORK  INVESTIGATING  OPTIMUM  OPERATING 
CONDITIONS %CONOMIC ANALYSIS HAS FOCUSED THE PROJECT TOWARDS TESTING THE IRON BASED MATERIAL AT HIGHER PRESSURES TO 
MAKE  THE  PROCESS  ECONOMICS  MORE  COMPETITIVE  4HE  RESULTS  PRODUCED  ARE  BETTER  THAN  EXPECTED  0EROVSKITE  BASED 
MATERIALS HAVE BEEN PRODUCED AND THE INITIAL SCREENING PROCESS IS COMPLETED 3EVERAL OF THE MATERIALS TESTED SHOW A 
BETTER PERFORMANCE THAN THE REFERENCE MATERIAL CURRENTLY USED IN THE /NE3TEP HYDROGEN REACTOR 
!NALYSIS OF THE TECHNICAL AND ECONOMIC PERFORMANCE OF THE THREE CHEMICAL LOOPING CONCEPTS SHOW ALL THREE CONCEPTS 
ARE  CAPABLE  OF  REDUCING  #/  EMISSIONS  BY    AND  THAT  #,2S	  OFFERS  THE  GREATEST  OPPORTUNITY  TO  IMPROVE  THE 
ENERGY  EFFICIENCY  OVER  THE  STATEOFTHEART  TECHNOLOGY    POINTS	  DUE  TO  THE  TECHNOLOGYS  ABILITY  TO  PRODUCE 
PRESSURISED SYNGAS /VERALL ANALYSIS SUGGESTS #,2S	 CAN DELIVER A  REDUCTION IN CAPTURE COST THE CHALLENGE IS TO 
REDUCE THE CAPITAL COST TO ENABLE THE FULL EFFICIENCY IMPROVEMENTS TO BE REFLECTED IN THE #/ CAPTURE COST AND #/%  
 
Figure 3: 120kW unit operating at 
the Technical University of Vienna
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Metal membranes 
)N #!#(%4  THE METAL MEMBRANES WORK PACKAGE HAS DEVELOPED  TESTED AND EVALUATED  THE POTENTIAL OF MEMBRANE 
REACTORS USING PALLADIUM 0D	 AND PALLADIUM ALLOY 0DALLOY	 MEMBRANE TECHNOLOGY TO CAPTURE CARBON DIOXIDE EITHER 
FROM SYNGAS IN A WATER GAS SHIFT 7'3	 REACTOR OR DIRECTLY FROM AN INTEGRATED NATURAL GAS MEMBRANE REFORMER 4HE 
DELIVERED HYDROGENRICH GAS STREAM CAN BE USED DIRECTLY IN A ##'4 POWER PLANT )N #!#(%4 THE CHOICE HAS BEEN 
MADE  TO  FOCUS ON ASYMMETRIC 0D OR 0DALLOY MEMBRANES FEATURING A VERY  THIN 0D MEMBRANE  LAYER  ENSURING HIGH 
FLUX AND LOW COST	 APPLIED TO A POROUS SUPPORT STRUCTURE WHICH WILL PROVIDE MECHANICAL STRENGTH TO THE MEMBRANE  
5SING  A  DENSE  METAL  MEMBRANE  ON  A  POROUS  SUPPORT  ENSURES  THAT  THE  CARBON  DIOXIDE  CANNOT  PASS  THROUGH  THE 
MEMBRANE AND COMES OUT OF THE REACTOR IN THE RETENTATE STREAM AT CLOSE TO THE FEED PRESSURE WHEREAS THE HYDROGEN 
EMERGES  IN  THE  PERMEATE  STREAM  4HE  HYDROGEN  STREAM  MAY  BE  FED  TO  A  ##'4  POWER  PLANT  FOR  ELECTRIC  POWER 
GENERATION AND THE CARBON DIOXIDE CAN BE DRIED AND COMPRESSED FOR STORAGE 
Figure 4: Membrane Reactor Concept for Reforming or Water Gas Shift [2] 
"Y  INCORPORATING  THE HYDROGENSELECTIVE MEMBRANE  IN  THE  REACTOR  HYDROGEN  IS  REMOVED  FROM  THE  FEEDSIDE  TO  THE 
PERMEATE  SIDE  BY  SELECTIVE  TRANSPORT  THROUGH  THE  MEMBRANE  4HE  COMBINATION  OF  REACTION  AND  SEPARATION  IN 
MEMBRANE STEAM REFORMING ANDOR MEMBRANE WATER GAS SHIFT OFFERS HIGHER CONVERSION OF THE REFORMING 	 ANDOR 
SHIFT  	  REACTIONS  4HE  REFORMING  REACTION  IS  STRONGLY  ENDOTHERMIC  AND  WITH  THIS  TECHNIQUE  CAN  BE  FORCED  TO 
COMPLETION AT LOWER TEMPERATURE THAN NORMAL TYPICALLY  TO  O#	 WHILE THE EXOTHERMIC 7'3 REACTION CAN BE 
OPERATED AT A HIGHER TEMPERATURE 
4WO  DIFFERENT  MEMBRANE  MANUFACTURING  TECHNIQUES  HAVE  BEEN  DEVELOPED  TO  PRODUCE  AND  EVALUATE  0DALLOY 
MEMBRANES  3).4%&  HAVE  BUILT  UPON  THE  WORK  UNDERTAKEN  IN  THE  &0  @'2!#%  PROJECT  SCALING  UP  THEIR  0D 
MEMBRANES ON POROUS  STAINLESS  STEEL  SUPPORT  TECHNOLOGY  FROM CM TO CM LONG ,ONGTERM STABILITY  TESTS OVER 
 DAYS AT A TEMPERATURES FROM   O# CONCLUDES THE MEMBRANE LIFETIME WOULD BE BETWEEN  YEARS  
O#	 ;= 3).4%&S WORK HAS ALSO SHOWN THAT PERMEANCE IS REDUCED BY A  FACTOR OF  FIVE FOR A SYNTHESIS GAS MIXTURE 
COMPARED  TO  A (. MIXTURE 4HE DECREASE  IS  DUE  TO HYDROGEN DILUTION  DEPLETION  AND  COMPETITIVE  ADSORPTION OF 
OTHER COMPONENTS ON THE MEMBRANE SURFACE ;= 
3).4%& TESTING HAS SHOWN SOME PROMISING RESULTS 
 (YDROGEN FLUX UP TO M,CMMIN  BAR D0 O# 
 (IGH PRESSURE (. PERMSELECTIVITY   BAR D0 O#	 
 (YDROGEN PERMEANCE UP TO X MOLMS0A 7'3 CONDITIONS  BAR D0 O#	 
 3TABLE PERFORMANCE DURING OPERATION IN (. AND 7'3 FOR A TOTAL PERIOD OF MORE THEN A YEAR 
$)#0 HAS SCALED UP TECHNOLOGY FOR PREPARATION OF 0D MEMBRANES TO CM IN LENGTH BY ELECTROLESS PLATING ON CERAMIC 
SUPPORTS 4HE PURE ( PERMEANCE THROUGH M MEMBRANES HAS BEEN MEASURED AT X MOLMS0A -0A D0 
(	  WITH  A  NONLINEAR  PRESSURE  DEPENDENCE  OF  (  PERMEANCE  N^	  INDICATING  EXTERNAL  MASS  TRANSFER  SURFACE 
PROCESS LIMITATIONS  HOUR STABILITY TESTS HAVE PRODUCED CONSTANT  ( AT  RECOVERY RATES AT O# 
%#. HAVE DESIGNED BUILT AND OPERATED  THE MEMBRANE 0ROCESS $EVELOPMENT 5NIT  0$5	 WHICH HAS BEEN USED  TO 
TEST  MULTIPLE  CM  LONG  TUBES  WHICH  WERE  PREPARED  BY  $)#0  FOR  BOTH  REFORMING  AND  7'3  THE  DETAILED 
EXPERIMENTAL RESULTS HAVE BEEN REPORTED ;=  
4HE  )NTEGRATED  -EMBRANE  7ATER  'AS  3HIFT  REACTOR  APPEARS  TO  BE  ECONOMICALLY  ADVANTAGED  OVER  THE  )NTEGRATED 
2EFORMER -EMBRANE 4HE MEMBRANE TEMPERATURE LIMITS ARE A LARGER CONSTRAINT FOR THE REFORMING REACTOR WHERE THE 
HYDROGEN  PARTIAL  PRESSURE  DRIVING  FORCE  IS  SIGNIFICANTLY  LOWER  THAN  FOR  THE  7'3  MEMBRANE  APPLICATION  4HIS 
OBSERVATION MAY BE REVERSED IF THE HYDROGEN PRODUCT IS REQUIRED AT LOWER PRESSURES &UTURE RESEARCH FOR MEMBRANE 
REFORMING SHOULD FOCUS ON MATERIALS WITH HIGHER TEMPERATURE STABILITY
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Sorption Enhanced Water Gas Shift 
4HE FOURTH TECHNOLOGY AREA OF #!#(%4 FEATURES A 3ORPTION %NHANCED 7ATER 'AS 3HIFT  3%7'3	 PROCESS FOR THE 
SIMULTANEOUS PRODUCTION OF HOT HIGH PRESSURE HYDROGEN FROM A CATALYTIC WATER GAS SHIFT REACTOR WITH SIMULTANEOUS 
ADSORPTION OF CARBON DIOXIDE ON A HIGH TEMPERATURE ADSORBENT 4HE SYSTEM OPERATES IN A CYCLIC MANNER WITH STEAM 
FOR ADSORBENT REGENERATION 
#URRENT  STATEOFTHEART  PROCESSES  FOR  SEPARATION  OF  HYDROGEN  FROM  HYDROGENCARBON  DIOXIDE  MIXTURES  INCLUDE 
AMBIENT TEMPERATURE 03! OR LIQUID ABSORBENTS BOTH CHEMICAL AND PHYSICAL 4HESE PROCESSES REQUIRE ELECTRIC POWER 
OR HEAT FOR REGENERATION AND PRODUCE HYDROGEN AT AMBIENT TEMPERATURE 4HEY ALSO RESULT IN CONDENSING EXCESS WATER 
ASSOCIATED WITH THE HYDROGEN SOME OF WHICH IS REQUIRED FOR BLENDING WITH HYDROGEN TO CONTROL FLAME TEMPERATURES 
IN  THE  GAS  TURBINE 4HE 3%7'3 PROCESS  HAS  THE  ADVANTAGE OF  INCREASING  THE  CONVERSION OF  CARBON MONOXIDE  AND 
STEAM TO CARBON DIOXIDE AND HYDROGEN IN THE EQUILIBRIUM LIMITED WATER GAS SHIFT REACTION 	 BY REMOVING THE CARBON 
DIOXIDE IN THE REACTOR 4HE SEPARATION OF CARBON DIOXIDE AT HIGH TEMPERATURE MINIMISES HEAT EXCHANGE EQUIPMENT AND 
THE HYDROGEN LEAVES THE REACTOR AT HIGH PRESSURE AND WITH SURPLUS STEAM WHICH IS ANYWAY REQUIRED AS A DILUENT WHEN 
BURNING THE HYDROGEN IN A GAS TURBINE 4HE 3%7'3 PROCESS INVOLVES A CYCLIC FLOW THROUGH THE REACTOR 3YNGAS IS 
SHIFTED AND THE CARBON DIOXIDE IS ADSORBED PRODUCING A FORWARD FLOW OF HYDROGEN AND STEAM 4HE SYNGAS FLOW IS THEN 
SHUTOFF  AND  THE  REACTOR  IS  DEPRESSURISED  AND  A  REVERSE  STEAM  PURGE  IS  USED  TO  DESORB  THE  CARBON  DIOXIDE  "Y 
ARRANGING  A  NUMBER  OF  REACTORS  IN  PARALLEL  WHICH  ARE  SUITABLY  SEQUENCED  A  CONTINUOUS  FORWARD  FLOW  OF 
HYDROGENSTEAM CAN BE MAINTAINED TO THE ##'4 POWER PLANT AND A STEADY 
FLOW OF CARBON DIOXIDESTEAM CAN ALSO BE MAINTAINED WHICH GOES TO DRYING 
AND COMPRESSION 
$URING  THE  #!#(%4  PROJECT  %#.  HAS  CONSTRUCTED  AND  OPERATED  BOTH  A 
SINGLE COLUMN AND MULTIPLE COLUMN UNIT SEE FIGURE 	 4HE SINGLE COLUMN 
UNIT CONTAINS A SINGLE REACTOR  M TALL  MM DIAMETER	 WHICH IS ABLE TO 
SIMULATE KEY STAGES OF THE CYCLE 4HE MULTICOLUMN UNIT SIX COLUMNS EACH 
THREE TIMES AS TALL AS THAT IN THE SINGLE COLUMN AND IS ABLE TO CONTINUOUSLY 
SIMULATE ALL STAGES OF THE COMPLETE CYCLE 
4HE  RESULTS  FROM  THE  SINGLE  COLUMN  UNIT  HAVE  SHOWN  THE  STEAM 
REQUIREMENTS  FOR  RINSE  AND  PURGE  ARE  LOWER  THAN  EXPECTED  ! MODEL  HAS 
BEEN BUILT TO HELP UNDERSTAND THE EXPERIMENTAL DATA AND OPTIMISE THE CYCLE 
4HE MODEL IS CAPABLE OF MATCHING THE SINGLE COLUMN DATA ACCURATELY 4HE 
MULTICOLUMN DATA HAS BEEN MUCH MORE COMPLEX TO ANALYSE AND CALIBRATE A 
MODEL  TO  FIT 7HILE  THE MULTICOLUMN UNIT  HAS PROVEN  THE ENHANCEMENT OF 
THE 7'3 REACTION BY SEPARATION OF THE CARBON DIOXIDE SOME EXPERIMENTAL 
OBSERVATIONS  ARE  DIFFICULT  TO  UNDERSTAND  4HE  CHEMICAL  STABILITY  OF  THE 
SORBENT  HAS  PRESENTED  AN  OPPORTUNITY  FOR  IMPROVEMENT  AS  THE  CURRENT 
-' DEGRADED AFTER SEVERAL THOUSANDS OF CYCLES AN IMPROVED SORBENT HAS 
BEEN DEVELOPED  IN  THE #!%3!2 FOLLOW ON PROJECT  ;=   .EW CYCLES HAVE 
BEEN  DEVELOPED  INCLUDING  A  COUNTERCURRENT  STEAM  RINSE  CYCLE  WHICH 
APPEARS TO OUTPERFORM THE COCURRENT #/ RINSE CYCLE ;= 
%VALUATION OF THE TECHNICAL AND ECONOMIC PERFORMANCE CONDUCTED WITHIN 
THE PROJECT CONCLUDE THAT THE 3%7'3 TECHNOLOGY CAN IMPROVE THE ENERGY EFFICIENCY COMPARED TO STATEOFTHEART BY 
PTS WITH A  REDUCTION IN THE COST OF AVOIDING #/ ;=  
4HERE IS CLEARLY AN OPPORTUNITY FOR MORE EXPERIMENTAL WORK AND STUDY TO ALLOW THE HIGH PROSPECTS OF THIS TECHNOLOGY 
TO BE REALISED 3OME OF THE EARLIER EXPERIMENTAL WORK SUGGESTED THERE MAY BE SOME CHALLENGES WITH THE LIFETIME OF 
THE HYDROTALCITE MATERIAL AS DUSTING BECAME EVIDENT ! MODIFIED MATERIAL SHOWED SOME IMPROVEMENTS AND THESE CAN 
BE EXPECTED TO CONTINUE IN THE &0 #!%3!2 FOLLOWON PROJECT
Figure 5: ECN’s multicolumn 
SEWGS test unit  
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Integration and Optimisation 
4HE /PTIMISATION AND )NTEGRATION TEAM HAS EVALUATED THE BENEFITS OF COMBINING A #!#(%4 SYNTHESIS GAS PRODUCTION 
TECHNOLOGY WITH A #!#(%4 #/ SEPARATION TECHNOLOGY TO ACHIEVE MUTUALLY ENHANCED SYNERGIC PERFORMANCE  
)NITIALLY FIFTY FIVE COMBINATIONS WHERE IDENTIFIED AND SCREENED EIGHT COMBINATIONS WERE DEEMED TO HAVE SUFFICIENT 
POTENTIAL AND SELECTED FOR MORE DETAILED INVESTIGATION  
 (Y'EN3YS n 3ORPTION %NHANCED 7ATER 'AS 3HIFT 3%7'3	 
 #HEMICAL ,OOPING 3TEAM 2EFORMING #,2S		 n -EMBRANE 7ATER 'AS 3HIFT -7'3	 
 /NE 3TEP $ECARBONISATION /3$	 n-7'3 
 /3$ n-7'3 
 #,2A	 n 3%7'3 
 )NTEGRATED -EMBRANE 2EFORMER -2%&	 n #HEMICAL ,OOPING #OMBUSTION #,#	 
 -7'3 n #,# 
 #,2A	 n -7'3 
4HE INTEGRATION PERFORMANCE AND ECONOMICS OF EACH TECHNOLOGY COMBINATION HAVE BEEN EVALUATED &IGURE  SHOWS 
THE RESULTS OF THE COMBINATION STUDY WHICH SUGGEST THAT THE BEST COMBINATIONS CAN IMPROVE THE EFFICIENCY BY UP TO 
  PTS  COMPARED  TO  THE  STAND  ALONG  TECHNOLOGY	  !LTHOUGH  ESTIMATION  OF  CAPITAL  COSTS  SUGGESTS  THE  ENERGY 
EFFICIENCY BENEFITS ARE OUTWEIGHED BY THE TOTAL CAPITAL COST INCREASE SEE FIGURE 	 
Process 
1
Process 
2
Process 
1
Process 
2
Process 
1
Process 
2
HyGenSys - 
SEWGS HyGenSys SEWGS 0.26 2.66 n.a. n.a. n.a. n.a.
CLR(s) - 
MWGS
CLR(s) MWGS 0.00 -0.02 1.4 10.6 2 62
CLR(a) - OSD CLR(a) OSD 0.04 0.03 -4.6 -0.6 48 -8
OSD - 
MWGS OSD-Mem MWGS 0.00 -0.01 1.2 14.5 12 157
CLR(a) - 
SEWGS
CLR(a) SEWGS -5.00 -3.60 16.7 25.9 49 203
MREF - CLC MREF CLC 0.10 n.a. 6.0 n.a. 88 n.a.
MWGS - 
CLC MWGS CLC -0.90 n.a. 10.8 n.a. 149 n.a.
CLR(a) - 
MWGS
CLR(a) MWGS
COE relative to 
(€/MWh)
Capital Cost 
relative to (€m)
No detailed investigation - parameter studies reveal no 
obvious economic advantage
Process 2Process 1Combined Process
efficiency 
relative to (%pts)
 
Figure 6: Results of integrating two or more CACHET technologies 
Economic & Performance Analysis
&IGURE  SHOWS THE FINAL PERFORMANCE AND ECONOMIC ANALYSIS FROM THE #!#(%4 PROJECT FOR ALL SEVEN VARIANTS OF THE 
FOUR TECHNOLOGY AREAS BEING DEVELOPED WITHIN THE PROJECT !LL TECHNOLOGIES HAVE SHOWN THAT THEY MEET THE #!#(%4 
TARGETING  OF  REDUCING  THE #/  EMISSIONS  BY   OR MORE  3IMULATION  RESULTS  SUPPORTED  BY  EXPERIMENTAL  RESULTS 
SHOW THAT ALL THE #!#(%4 TECHNOLOGIES HAVE THE POTENTIAL TO INCREASE THE ENERGY EFFICIENCY BEYOND THE OF THE STATE
OFTHEART  BASE  CASE  FOR  PRECOMBUSTION #/  CAPTURE WITH MEMBRANE WATER  GAS  SHIFT  SHOWING  THE  HIGHEST  ENERGY 
EFFICIENCY OF  ,(6	 
!CHIEVING THE #!#(%4 OBJECTIVE OF REDUCING THE COST OF #/ CAPTURE BY  HAS PROVEN EXTREMELY CHALLENGING 
4HE TECHNOLOGY WITH THE LOWEST #/ AVOIDANCE COST -EMBRANE 7'3 HAS SHOWN A  PROJECTED COST REDUCTION 
ALTHOUGH THIS IS LESS THAN THE OBJECTIVE IT STILL REPRESENTS A SIGNIFICANT BENEFIT WHICH SHOULD PROVIDE THE INDUSTRY WITH 
SUFFICIENT INCENTIVE TO CONTINUE TO DEVELOP AND SCALE UP THE TECHNOLOGY "OTH THE (Y'EN3YS AND 3%7'3 TECHNOLOGY 
PROJECT  SMALLER  BUT  STILL  SIGNIFICANT  CAPTURE  COSTS  SAVINGS  !NALYSIS  OF  THE  THREE  CHEMICAL  LOOPING  TECHNOLOGIES 
SUGGEST THAT THE #,2S	 TECHNOLOGY WILL LOWER THE COST OF CAPTURE ALTHOUGH THE HIGH CAPITAL COSTS PRESENT A SIGNIFICANT 
BARRIER TO DELIVERING A STEP CHANGE IN CAPTURE COST REDUCTION COMPARED TO THE STATEOFTHEART 
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Reference 
Case     
(no CCS)
Base 
Case HyGenSys CLR(s) CLR(a) OSD MemRef MemWGS SEWGS
Power output (MWe) 389.8 366 480 383 330 356 352 392 367
Efficiency (% LHV) 57.2 40.9 41.9 46.3 42.1 46.2 46.2 47.1 44.3
Total fixed investment (€m) 195 462 587 562 586 534 530 476 468
Cost of electricity (€/MWh) 55.9 86.6 82.7 81.3 94.0 84.2 87.4 74.4 81.3
CO2 Captured (%) - 94.8 93.4 93.5 94.3 93.8 93.5 93.5 96
CO2 Avoided (%) - 92.6 91 92 92.2 92.3 91.9 92.1 94.9
Cost of CO2 capture (€/t) - 82.1 77.1 81.5 101.2 88.1 96.1 65.9 75.9
Cost of CO2 avoided (€/t) - 117.5 107.9 102.4 140.6 110.8 121.1 81.2 99.1  
Figure 7: Summary of CACHET performance and economic analysis (costs on 2006 basis) 
Conclusions  
!FTER THREE YEARS OF INTENSIVE STUDIES THE #!#(%4 PROJECT HAS DEVELOPED SEVEN TECHNOLOGIES EACH HAS SHOWN THE 
ABILITY TO ACHIEVE HIGHER ENERGY EFFICIENCY THAN THE CURRENT STATEOFTHEART FOR PRECOMBUSTION #/ CAPTURE !NALYSIS 
HAS SHOWN THAT ALL THE TECHNOLOGIES ARE CAPABLE OF AVOIDING  OR MORE OF THE #/ EMISSIONS 4HE TECHNOLOGY WITH 
THE LOWEST #/ CAPTURE COST  IS  THE )NTEGRATED -EMBRANE 7ATER 'AS 3HIFT PROCESS WHICH IS PROJECTED TO REDUCE THE 
COST  OF  AVOIDANCE BY   ALTHOUGH NONE OF  THE DEVELOPED  TECHNOLOGIES  HAVE  ACHIEVED  THE  AMBITIOUS  COST 
REDUCTION 2EDUCING THE CAPITAL COST OF THE TECHNOLOGY HAS BEEN THE LARGEST BARRIER TO SUCCESS IN THE PROJECT 
%ACH TECHNOLOGY HAS TAKEN SUBSTANTIAL STEPS TO LOWERING THE COST OF ##3 ACROSS %UROPE AND THE REST OF THE WORLD AND 
THE  #!#(%4  PROJECT  HAS  LED  TO  THE  INITIATION  OF  SEVERAL  FOLLOW  ON  PROJECTS  INCLUDING  #!%3!2  3%7'3	  AND 
#!#(%4  MEMBRANES	  WHICH  WILL  CONTINUE  TO  BUILD  UPON  THE  ACHIEVEMENTS  OF  THE  #!#(%4  PROJECT  AS  THE 
TECHNOLOGIES CONTINUE TOWARDS WIDESPREAD COMMERCIAL DEPLOYMENT 
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